Abstract: Synthesis of a steroidal dendrimer core possessing various functional termini, such as ester, carboxy and hydroxy, is presented. The approach described enables further simple manipulations for the introduction of more complex functionalities.
INTRODUCTION
Dendrimers are well-defined macromolecules of uniform mass that contain a core, successive layers of branched repeat units and surface groups. 1 Over the last decade or more, the synthesis of novel dendrimers has been a very active area of research and one important aspect has been the incorporation of functional units such as crown ethers, 2 mesogenic groups 3 and various redox-active substituents based on tetrathiafulvalene, 4 anthraquinones, 5 ferrocene, 6 fullerenes, 7 or transition metal complexes. 8 An interesting consequence of placing a functional unit at the core of a dendrimer is its steric isolation which can prevent unwanted interference of the functionality. 9 The three-dimensional globular morphology of dendrimer macromolecules 1 makes them attractive for higher level structural ordering in a manner resembling the folded structures of proteins. 2 Many of the potential applications envisaged for dendrimers (e.g., enantioselective catalysts, chemical sensors, optical switches) can only be realized in materials expressing highly ordered and controllable conformations. However, the goal of inducing higher-order three-dimensional organization in chiral dendrimers 3 has been severely hampered by the conformational flexibility of most commonly studied dendrimers. 4 Recent results of our research in antimalarial peroxide chemistry 10 prompted us to envisage steroidal-based dendrimers which would act as a carrier of the tetraoxane function-tion conditions, NaOH/MeOH/H 2 O, LiOH/MeOH/H 2 O, KO t Bu/DMSO, NaCN/HMPT, NaCN/Py, gave unsatisfactory results. In addition, demethylation of the methyl ester 5 was effected using the system AlBr 3 /EtSH, 15 yielding the triacid core 6 in only 31 % yield. Hence, a new synthone had to be derived, which would be properly designed for the next coupling reaction and at the same time, affording a product suitably protected for further synthetic manipulations.
Because of their ease of preparation and mild deprotection route, it was decided to use benzyl esters in the further synthesis. Direct esterification of trimesoyl trichloride by the benzyl deoxycholate 7 and benzyl deoxycholate 12a-benzoate (8) 16 afforded the triester cores 9 and 10, 79 % and 93 % yield, respectively. Heterogeneous hydrogenolysis of compound 10 under mild reaction conditions using the ammonium formate/methanol -Pd/C 17 system, afforded the triacid core 11 in 90 % yield. Reduction of compound 11 by NaBH 4 /BF 3 . Et 2 O gave the triol 12 in 99 % yield. 18 For characterisation purposes, the triol core 12 was acylated to give the triacetate 13. The 12a-acetate 14 was prepared from core 9, using TMSOTf catalysed acylation (79 % yield).
The introduction of the peroxide moiety as well as the results of biological screening will be published at a later time.
EXPERIMENTAL

General
Melting points were determined on a Boetius PMHK apparatus and are not corrected. IR spectra were recorded on a Perkin-Elmer Spectrophotometer FT-IR 1725X. 1 H-NMR and 13 C-NMR spectra were recorded on Varian Gemini-200 spectrometer (at 200 and 50 MHz, respectively) in the indicated solvent using TMS as the internal standard. Chemical shifts are expressed in ppm (d) values and coupling constants (J) in Hz. ESI MS spectra were recorded on an Autospec TOF instrument in the positive ion mode using CH 3 CN/H 2 O (1/1) with 1 % AcOH as the carrying solvent solution. The stock solutions of the samples were diluted in order to obtain 10 pmol/L solutions using the carrying solvent. The source temperature was 75 ºC, and the cone voltage was set to 40 V. Abbreviations : Trm -trimesoyl; Bn -benzyl; Bz -benzoyl.
General procedure for the synthesis of the core. To a solution of steroidal alcohol (3.3 mmol) and DMAP (9.9 mmol) in dry toluene (60 mL), trimesoyl trichloride (1.00 mmol) was added and heated to reflux until the end of the reaction (TLC: toluene/ethyl acetate 9/1). The reaction mixture was allowed to cool to room temperature and purified by dry-flash chromatography, using the same solvent mixture as eluent. 
1,3,5-Tris[(methyl 12a-hydroxycholanoate)-3a-oxycarbonyl]benzene (4)
Colourless
1,3,5-Tris[(12a-acetoxycholanoic acid)-3a-oxycarbonyl]benzene (6)
AlBr 3 (133 mg, 5.00 mmol) was carefully dissolved in EtSH (10 mL) (under argon) and 5 (500 mg, 0.33 mmol) was added, in one portion. The obtained mixture was stirred for 24 h at room temperature and then methanol (10 mL) was added until the precipitate dissolved. The reaction mixture was then treated with dilute HCl (3.6 %, 20 mL), extracted with CH 2 Cl 2 (4´15 mL), dried over anh. Na 2 SO 4 , filtered and evaporated. Dry-flash chromatography on SiO 2 afforded 150. (13)). 13 
1,3,5-Tris[(benzyl 12a-hydroxycholanoate)-3a-oxycarbonyl]benzene (9)
Colourless, glassy substance, obtained from diol 7 according to the General procedure (14) To a solution of Ac 2 O (0.050 mL) in CH 2 Cl 2 (1 mL), cooled on ice, one drop of TMSOTf was added. Then, a solution of compound 9 (200 mg, 0.125 mmol) in CH 2 Cl 2 (2 mL) was added dropwise. The reaction was completed in 10 min (TLC: PhMe/EtOAc 9/1). The reaction mixture was washed with sat. NaHCO 3 several times, dried over anh. Na 2 
1,3,5-Tris[(benzyl 12a-acetoxycholanoate)-3a-oxycarbonyl]benzene
